Key indicators: single-crystal X-ray study; T = 293 K; mean (C-C) = 0.002 Å; R factor = 0.043; wR factor = 0.118; data-to-parameter ratio = 18.5.
Experimental
Crystal data C 22 H 14 S M r = 310.40 Orthorhombic, Pccn a = 12.6752 (10) Å b = 28.578 (2) Å c = 8.5659 (6) Å V = 3102.8 (4) Å 3 Z = 8 Mo K radiation = 0.21 mm À1 T = 293 K 0.20 Â 0.20 Â 0.20 mm
Data collection
Bruker APEXII CCD diffractometer 16518 measured reflections 3855 independent reflections 2892 reflections with I > 2(I) R int = 0.031 Refinement R[F 2 > 2(F 2 )] = 0.043 wR(F 2 ) = 0.118 S = 1.03 3855 reflections 208 parameters H-atom parameters constrained Á max = 0.21 e Å À3 Á min = À0.24 e Å À3 Table 1 Hydrogen-bond geometry (Å , ).
Cg2 and Cg3 are the centroids of the C1-C6 and C10-C16 rings, respectively. Data collection: APEX2 (Bruker, 2008); cell refinement: SAINT (Bruker, 2008); data reduction: SAINT; program(s) used to solve structure: SHELXS97 (Sheldrick, 2008); program(s) used to refine structure: SHELXL97 (Sheldrick, 2008); molecular graphics: ORTEP-3 (Farrugia, 2012); software used to prepare material for publication: SHELXL97 and PLATON (Spek, 2009). VS and DV thank the TBI X-ray facility, CAS in Crystallography and Biophysics, University of Madras, India, and the UGC SAP for the facilities to the department. Fig. 1 shows the ORTEP representation of the molecular structure of the title compound with atoms at the 30% probability level. The naphthothiophene moiety is almost planar with an r.m.s. deviation of fitted atoms = -0.0065 (1)°.
The dihedral angle between the naphthothiophene plane and the attached benzene [C17-C22] ring is 67.24 (6)°. The thiophene ring is almost planar, with maximum deviation of 0.014 (1) Å.
In the crystal, C-H···π interactions occur (Table 1) .
Experimental
The benzo[b]thiophen-3-yl(2-(phenyl(pivaloyloxy)methyl)phenyl) methyl pivalate (0.73 g, 1.60 mmol) upon interaction with ZnBr2 (0.02 g, 0.13 mmol) followed by removal of solvent and column chromatographic purification (silica gel; hexane-ethyl acetate, 99:1) gave the compound as a colorless solid (0.50 g, 72%). Colourless blocks were obtained by slow evaporation of a solution of the title compound in acetone at room temperature.
Refinement
All H atoms were fixed geometrically and allowed to ride on their parent C atoms, with C-H distances fixed in the range 0.93-0.97 Å with U iso (H) = 1.5U eq (C) for methyl H 1.2U eq (C) for other H atoms. The molecular structure of the title compound, showing displacement ellipsoids drawn at the 30% probability level.
Computing details

Figure 2
The π···π and C-H···π interactions (dotted lines) in the title compound. Cg1, Cg2 and Cg3 are the centroids of the S1/C1/C6/C7/C8, C1-C6, C7-C12 rings. [Symmetry code: Refinement. Refinement of F 2 against ALL reflections. The weighted R-factor wR and goodness of fit S are based on F 2 , conventional R-factors R are based on F, with F set to zero for negative F 2 . The threshold expression of F 2 > σ(F 2 ) is used only for calculating R-factors(gt) etc. and is not relevant to the choice of reflections for refinement. R-factors based on F 2 are statistically about twice as large as those based on F, and R-factors based on ALL data will be even larger.
Fractional atomic coordinates and isotropic or equivalent isotropic displacement parameters (Å 2 )
x y z U iso */U eq S1 0.49436 ( (8) 0.0435 (9) −0.0025 (7) −0.0016 (7) 0.0033 (7) C18 0.0454 (8) 0.0521 (10) 0.0397 (9) −0.0004 (7) 0.0008 (7) 0.0042 (7) C19 0.0608 (10) 0.0604 (11) 0.0386 (9) 0.0084 (9) 0.0052 (8) Hydrogen-bond geometry (Å, º) Cg2 and Cg3 are the centroids of the C1-C6 and C10-C16 rings, respectively. 
